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(J/ Synthesis ^ and tra nsformations of t^ialkylsilylethynylvinylalkyl ethers. 


U. F.<£hostakovsfci>r.'y. P. Gracheva and L. A. Kayutenko (N.D.Selinskii Inst, 
fg. Ghem., i-oscow). Doklady Akad . Nauk A. A. J.R. I32, 153-6 (1960). 



Tassage of diacetylene into 2 a ale. KOH under N £ at -70-5° gave ethynylvinyl 
butyl ether, b^ 61.5°, n^ 0 1.4712, d^ 0.8664. This added to StUgflr, 
stirred 4-5 hrs. and treated with HSgSiCl gave, after Sxfewtx standing over- 


night and stirring 3 hrs. 50.7 c ,o Me 3iC :CCH:CHOEt, b,= 110-2° 1.4695 

0.8589. Similarly was prepd. 52. 3$* EtgSiC :*CCH: CHOEt , b ? 105-6°, 1.4895, 
0.8886. The former with aq. H 2 S0 4 and NaHSOg was 79^ hydrolyzed in 30 min. 
At 50°, the reaction is complete in 1 hr., yielding tetrolaldehyde. Hydro- 
genation of I over Pd-CaC0 3 gave J£*gS±fiz8 Me^iCHiCHCHrCHOSt, b ? 88-90, 
1.4580, 0.8532. I and maleic anhydride in C & H & gave in 1 hr. refluxing 
25.7^ phthalic anhydride. 
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Reaction of alkylcyolosiloxanes 'with •'titanium tetrachloride. 

K. A. Andrianov and A. I. Pstrashko (Inst. Hetero-org. Compds., Moscow). 
Doklady Akad. Nauk S.S.S.R. 131, 561-2 .(1959). 

Heating 80 g. (MegSlO)^ and 52 g. TiCl 4 6 hra. at 170° gave 27 g. CllMe^- 
SiO) 4 TiCl 3 , b 2 97-8°. Similarly was prepd. CKBtgSlOjjjTICl , b g 141-8°. 
Formation of such compds. is believed to occur through initial formation 
of a coordination complex between the Ti atom and one 0 atom of the siloxanf 
ring, after which the latter is opened to yield the above products. 


L 












et hylalkoxychlorosilanes. 
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K. A. Antdirianov and A. A, Kazakova (All Union Blectrotech. Inst., Moscow). 
Zhur. Obehchei Khlm. 29, 3754-7 (1959). 

dd »in. of ROH with MoSiCl^, birring 1 hr., followed by 5-12 hrs. at 50^60° 
gavel 43ft MeSiCljOMo, b y6o 79-80°, 1.1424, n£° 1.3945} 38ft MoSiCl (OMe) 2 , 

b 760 93 " 4 °* 1*°426, 1.3820; 27ft MoSiCl 2 (OiSt), b ?6() 98-101°, 1.1037, 1 . 3990 ; 
23ft MeSiCl(OLit) 2 , b 76o 127-31°, 0.9822, 1.3912} 35ft MeSiCljOBu, b ?6o 144-6?, 


1.0486, 1.4138} 43ft MoSiCl (OBu) b 76o 202-4 
0CH 2 CH 2 CHMe 2 , b l6 56-7° 


o 


0.9398, 1.4130} 25ft MeSiCl^- 


1.0341, 1.4158} (iao-Aiu0) 2 f*iMeCl, b 20 105°, 0.9283, 
1.4172. Those were hydrolyzed in MePh-H^O mixt. at 20-5°, with insol. 
polvsiloxanes being obtained from all monomerd except MoSiCl (OBu) ,, and 

JL 

(iso-AmO) 2 MoSiCl, which gave sol. products. 
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am 

Infrared absorption spectra of poly-(aafcmlno-organosiloxanea) and poly-(tit- 
ano-organosiloxanes). 

K. A. Andrianov, N. P. Gashnikova and E. Z. Asnovich (Inst. Hotero-org. Compds 
Moscow). Izvost. Akad. Nauk S.S.S.R., Otdei. Khira. Nauk I960, 8S7-62. 

Infrared absorption spectra are shown for specimens of poly-(al, m inomethyl- 
siloxane), poly-(alurainumethylsiloxane), poly-(alumlnunphenylsil6xane), 
poly- (titanium-methyl siloxane), poly-(titaniumetliylsiloxano), poly-(titani- 
umphen y 1 si 1 oxane ) , as well as polymethylsiloxane, polyethyl siloxane and 
polyphenylsiloxane. ’’’he characteristics bands of Al-0 vibration in the 
Al-O-Si grouping are at, 1080-1050 cm" 1 } those for Ti-0 bond in Tl-0-Si 
grouping lie at 914-22 cm X . Tho polymers appear to be consititutod in 
the form of chains of cyclic structures, in which predominantly tetraraeric 
siloxane and metallosiloxane rings are bound to each other through 0 links. 
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** v vxwu wo. ujf ux •* * v 4* ,j — x- **— - _IlW Xr Vmv* V w VA * 

Rentacar bonyl and nickel ^chloride . ^ 

R. Wh. Freidlina, Tsao I and 2. Ts. Chukovskaya (Inst, Hetero-org. Compds., 


. -oscow). Doklady Akad, Nauk 3.3, S.U, 132, 149-52 (1960). * * 

1.0 xml. Fe (CO) 5 

Heating 115 g. MeSiHClg, 160 g. CH : CHCN , a nfl 0.15 g. MCl^ in stainless 

steed autoclave under N (30 atm. initially) 5 hrs. at 120-30° gave 60?^ 

<5 

MeSiCl CHMeCN, b 59-60°, n^° 1.4490, d„ 0 1.1635. The isomeric product 
was totally absent, as shown by Raman spethrum and chem. tests. Treated 
with UeMgBr it gave Me^SiCHMeCN, 70^, b £0 71.5°, 1.4245, 0.8303; excess 
RIvIgX gave also some MeCOEt. Hydrolysis of the nitrile gave (Me^SDgO 
and EtCOgH. Reaction of 87 g. Et^iH, 132 g. CHgiCHCN, 0.5 ml. Fe(C0) 5 
and 0.2 g. N1C1 similarly gave 73# EtSiClgCHtSeCN, b Q 97-8°, 1.4525, 0.8634. 
Without the added catalysts, the reaction fails; NiCl^ alone is also 
ineffective; Fe(C0) 5 alone is also ineffective in a steel autoclave, but 
the 2 catalysts do effect the reaction either in a sealed ampul or in 
autoclave in which case the Fe component is formed on the vessel walls. 
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^ — / with olefins in the presence of. iron penta carbonyl. 

R« Kh • Freidlina , E. Ts • Chukovskaya, Tsao I and A* itf. Nesmeyanov (Inst* 
Hetero-or;. . Comp'ds, Ivoscow). Doklady Akfed. Naulc J.S.3.K. 13 £, 374-7' (I960) 
cf. 127, 352 (1959). ^ /{j&'TAG.fty 

Heating 34 g. Gt SiH and 0.5 ml. Fe(C0) under N and Is atm. C H. in a 

c o z, Z ^ 

steol autoclave 5 hrs. at 130° gave 66$ StgSiCHrCH , b. 144.5°, n^ 0 1.4330, 

d 20 with 5 atm. CgH 4 initially, there formed 73$ Et Si, Similarly 

63 g. 1-decene, 70 g. MeaiHCl and 0.2 ml. Fe(C0) in 5 hrs. at 140° gave 

, some decane, and mixed C K) H 2l SiMeCl 2 -MeSiCl 2 C 1C) H 19 , b 3 122°. Treatment 

with WeugBr gave 0 13 SiH g8 _ a0 ^ 85-6°, 1,4390, 0.7797. Sxamn. of the infra 

red spectrum showed the presence of both Me S1CH:0HC Hi„ ,and Me SiCH CH-CH- 

3 8 32 

C 7 H lb* Treatment with II 2 S0 4 gave (He^iJgO. MeSiRCl^ and ?e(C0) 5 * 

similarly gave a product c 4 H 8 . 10 siC l g » 124-30°, 1.4380, 1.0553, which 
methylated to c A^Si, b. 87-8°, 1.4042, 0.7147, containing Me Si- 
CH:CHMe and Me SiCH Et; treatment with H 80 gave 25^ satd. material, 
gg tlo^SiPr and (Ma^Si^O. Et^iCHiCHOEt gives a gradually rising, thio- 
, cyanate or bromine number, the rise being attributed to side readtions; 
treatment with acidic soln. o t 2,4-dinitrophQnylhydrazine gave AcH 
2, 4-dinitrophenylhydrazone ; the original ethoxy deriv. has infra red, bands 
at 1597 and 1609 cm* 1 typical of vinyl ethers. 
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Radical addition reactions to a-, P- and y-alkonyl silanes. 

► 

E. A. Chernyshov (N.D.Zelinskii Inst, Org. Chem., Moscow). Izvost. Akad. Nauk 
S, 3. S.R. , Otdol. Khim. Nauk I960, 80-3. 
cf, 1956 , 1445. 

Vinyl- and y-butenyl silanes readily undergo radical addn. reactions while 
allyl silanes do so poorly. This confirms the conjugation of the double bond 
in 0 -position relative to Si. Addn. of 1.5 g. Bz 2 °2 in 49 S * PrCH0 to 
boiling mixt. of 30 g. MeBtjSiCHjCH^H jCH 2 and 49 g. PrCHO ov<br 2 hrs. 
and hoating 50 hrs. longer gzncn (4.5 g. ^ 2 °2 added gradually) gave after 
an aq. /treatment 12.2 g. 3 -methyl- 3 -ethyl- 3 -sila- 8 -undecanono, b 127-8°, 
n D° !• 4470, dj 0 0.8605; 2 , 4 -dinit rophonylhydraz one, m. 134°. Similarly BzH 
gavo / 32# 3 -methyl- 3 -othyl- 3 -sila- 8 -phonyl- 8 -octanone, 163-4°, 1.5168, 

t 

0. 9^2<S. Similarly CHClj in 50 hrs. gavo 12% l,l,l-trichloro- 6 -mothyl- 6 - 
othyl- 6 -silapctane, bj 127-9°, 1.4647, 1.0578. With CC1 4 there was formed 
1%%. 1 , 1 , 1 , 3 -tjptrachloro- 6 -methyl- 6 -ethyl- 6 -silaoctane, 128—30 , 1.4860, 

fl . 1 j>84. j 
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j Synthesis o f organoalllcon monomers from hexachlorocyclopentadlene and 
5f 5-difluorototrachl0i*ocyclopentadione. ' 

V. A. Ponomarenko and A. ». Snegova (N.D.Zellnskli Inst; Org. Chem. , Moscow). 
Izvest. Akad. Nauk S.S.S.R., Otdel. Khim. Nauk I960, 135-8. 

Refluxing ^wttft^BxiilcfegJachlorocyclopentadleno with various vlnjrl or 
allyl derive, of Si gave 41-72JS yields of adducts which are listed below 
as A ( substitufcents shown) i x ^ 

./Cf ' ^ 

SiCl 3 , b 2 138°,pn*° 1.5573, d 20 1.7362, MeSlCl 2 , b 2 136-7°, 1.5^30, 1.6457, 

BtSiCl 2 , b ? 160°; 1.5520, 1.6065, CH 2 SiHCl 2 , b 6 152°, 1.5500, 1.6,370. Sim- 
ilarly 5» 5— difluoi?ot©trachlorQcyclop©ntadi©ne gave Bt / 

o a ' ' / 

SiC1 3» b 10 130 • 1<S141 , 1*7010, MeSiCl 2 , b g 130°, 1.5120, 1.6041, SiHClj, 

b 16 88 °* 1*4326, 1.4474, CH 2 SiHCl 2 , b 2>s 102-3°, 1.S110, 1.5982,, SiHMeCl, 
b 8 122°, 1.5066, 1.5355. CH 2 iCHClSiCl , ClCHUCHSiCl and IJtSiCl.CFiCP, failed 
to react. Tho group refraction of the cyclic portion of A+Si is shown to 
display about 1 unit nog. exaltation; for B+Si this is also about 1 nog. unit. 
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1/ U90hanlsm of the motion of addition of^ silico n hydrides to unsaturated 
compounds in the presence of platinized carbon and chloroplatinic aoid. 

V. A. Ponomarenko, G. V. Odabashyan and A. D. Petrov (N.D.Zelinskll Inst. 
Prg. Chem., llosoow).. Doklady Akad. Hauk S.S.S.R. 131, 321-4 (1959). 

The Pt catalyst greatly facilitates the cleavage of the Si#h bonds in Si 
hydrides, such as MeBtgSiH, EtgSiH, PhSIHg, PhgSiHg, PhgSIH, and. CH :CH- 
CH 2 0CF 2 CHFC1 , as shown by hydrogenation of diphenylplorylhydrazyl radioal 
added to such systems at 94°.' Thus the Pt' catalyst yields atomic H which 
is attacked by the free radioal hydrazyl. The homolytic cleavage of the 
SiH bond is decreased by sterlc factors, so that PhgSiH is practically 
unreaotlve. The following descending reactivity scale is found: Et MeSIH, 
MaEtSiHCl, BtSiHClg and HSiClg. The homolytic process evidently starts 
on the surface of the C in the Pt-C catalyst. The conclusion is also 
confirmed by H-D exchange which ooours between EtSiHCl and MaEt SiD only 
in the presence of Pt-C catalyst' at 150-68° in 2 hrs. These results ' 
suggested the use of dimathylcyanamide as a suitable catalyst for addn. of 
Si hydrides to unsatd. oompds. This. was verified exptly. Heating 40.6 g. 
HSiCl 3 and 15.5 g. CHgtCHCN with 3 g. dimathylcyanamide 2 hrs. to 124-68° 
(exothermic) gave 37$ ClgSiC^CHgCB, b 15 92-4°, m. 34-5°. Heating Et UeSlCl 
with L1H in Bu g 0 20 hrs. in autoclave gave 50# MeBt^SlD, b 735 76. 8°, 

0.7102, n^° 1.3975. Thus the addn. of Si hydrides^ to olefins is primarily 
a homolytic process. 
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Synthesis and soma transformations of alkylmeroaptodiboranes. 

B. U. Mikhailov and T. A. Shchegoleva(N.D.zellnskii Inst. Org. Cham., Mos- 
cow). Doklady Akad. Nauk S.S.S.R. 131, 843-6 (1960). of. I Z vest. Akad. ; u 
SSSR, Otdel. Khlm, Nauk 1959, 1868. 

All tha raaotlons below ware run under H. Passage of 6/655 mole B H into 
40,5 g. BuSH in Bt g 0 at ro6m temp, and allowing the mist, to stand over- 
night gave 75?; [HB(SBu) 2 ] 2 , b g 98-103°, b x 89-90°, d 2C 0.9561, nfl.5170. 
Similarly was prepd. 56^ [HBfSPr b 4 93-5°. 0.9809, 1.5265. Reaction 
of 0.07 mole BgHg and 0.14 mole BuSH, run as above, followed by a passage 
of propylene 2 hrs. gave a range of products as follows: 7.9?, Pr B, 

400 Pr 2 3SPr, b 2 64-70°, and 240 [HBfSBulg]^ ’passage of B S H 6 2 hrs. into 
10.1 g. I in BtgO, followed by standing overnight and passage of propylen 
2 hrs. as above, gave the same 3 products as above. Heating I with BuSH 
at 60-160° over 4 hrs. gave H 2 and 700 B(SBu> 3 , b x 150-2°, 0.9684, 1.5205. 
Similarly was prepd. 780 BjSPr^, b 4 133-5.5°, 0.9952, 1,5312. Hiding 16. r 
g. I and 4.8 g. EtHH 2 and keeping the mist. 1 hr. gave after evacuation 
at 30-100° and distn. in vacuo, 770 H-triethylborazole , b 2Q 66-8°. simil- 
arly. BuHH 2 gave 66?i N-tributylborazole, b Q>25 78-80°, 0.8426, 1.4515. 
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A[ ) ' 0r8anoboron °°mpound a. XLV. Reaction of butyl asters of boric and 

\^y/ organoboron aoids with aromatic amines* 

B. M. Mikhailov and P. M. Aronovioh (Inst. Org. Cham., Acad. Sol., 

• Moscow). Zhur. Obshohei Khlm. 29, 3124-9 (1959). cf. Doklady Akad.Nauk 
SSSR 127, 571(1959). 

Esters, of B aoids react at ref lux with aromatic amines yielding the 
corresponding amino derivs. in reversible reactions. Kinetic curves 
for formation of typical products are shown. Completion, of the reaction 
oan be attained only ill the resulting ROH is removed during the react- 
ion. Slow dlstn. of BuOH from 0.1 mole B(0Bu> 3 , PhB(0Bu> 2 or Ph BOBu 
and arom. amine (0.2-0.4 mole) at 210-250° gave the following amino 
derivs.: 3G$ B(NHC 6 H 4 Me-p) 3 , m. 157-60°; 85$ PhB(NHPh) 2 , m. 84-6°; 

67$ PhB(NHC 6 H 4 Me-p) 2 , m. 85-7° ; 73$ PhgBNHPh, b 1 202-6 °, iijixixafiisT 80 * 
44$ PrB(MHPh)g, b 1 162-3°, ±X8X88* n^ 5 1.5837; BuB(KHPh) 2> 32$, ^ 
169-71°, 1.5750; 38$ BUgBNHPh, ^ 136-7°, 1.4995. Reaction of PhB(0- 
CH 2 CHMe 2 ) 2 and 3 moles p-MaC^KH,, was carried out as above and the 
residue, freed in vacuo of low b. materials was heated 1 hr. at 195° 
in vacuo yielding p-MeCgH^KHg and 42.5$ B-triphenyl-N-tri-p-tolylbor- 
azole, m. 325-7°. Reaction of Ph3(*OPh) 2 with Iso-BuOH 3 hrs. at reflux 
gave 97$ PhflH,, and 73. 5> (iso-BuOgBPh. • MaMH g in llq. «H 3 treated with 

(iso-BuO)gBPh at -60° gave a grey c 14 H 2 5°2 NBKa ' possibly (l 3 o-BuO) 2 B- 
{NHg)Ph.Na salt. 
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P Organoboron compoun ds. XLVI. Dialkylboronic acids and their derivatives. 

U. M. Mikhailov and '2 • a, Shchegoleva (Inst. Org. Chen., Acad. Sei., 

Moscow ) . Zhur. Obshchoi Khiu. 29, 31.10-5 (19591. cf. precod. abstr. 

/ 

All reactions described below wore run under N utm. To iitti soln. propd. 
from 9.7 (I* i->i and 82 g, ttbr in lit 2 ^ tho i*u was added in 1,5 hrs» 96,7 
g*. Qu3(03u) 2 at -25° to -70°; on the following day dry 1IC1 was introduced 
and the pptd . morg, salts wore sepd. j the filtrate was coned," and 
i-cEnicsirixwifcia refiltered, after which it was distd., yielding 50* titBuBOBu, 
^^7 f ^20 1.4110. Similarly RtLi and PrB ( 0 B 11 ) 2 gave 

31$ BtPrBODu, b 82—4 , 0,77*18, 1,4090. Priiglir and PrB(0Bu) 9 similarly 
yavo 15% rr 2 »CBu, 1> l5 76-6.5°, toft 0.7777, 1.4113. Shaking 4.1 g. 

with .10 ml. 10$ NaOH, followed by acidification with 
IIC1 and extn. with isopentane gave 92$ Bu 2 JOK, d 0.8105, which is 
very readily ^Bu^‘ :eci air# ^^ii** 1 * treatment of Du 9 b0du yielded a 
soln. of (Bu^bCOH )^)Ha in H 2 0, which on acidification gave BujBOBu. 

If the roaction laixt. is directly evapd., there is isolated a colorless 
crystalline ( Bi^UtOII) 2 )Na. Similarly PrBuBOBu and 10$ NaOH gave on 
acidification 62$ PrSuBOH, d 0.7986. Soln. of 8.6 g, Pr^JOBu in 20 
ml, 10$ NaOli was freed of BuOH and H^O in vacuo and the residue was 
takon upt *in and acidified j'ielding -an org. layer which was extd. 

with iit 2 0, evapd. and dehydrated * by refluxing with the residue 

gave 2.1 g. (Pr 2 B) 2 0, b 1Q 91.5*2°, 0.7743, 1.4170. This with 10* ivaOIl 
followed by dil. HC1 gave 7755 Fr^lJOH, d, 0 0.7932, 1.4108, a liquid which' 
is almost insol, in JJ o 0. r 
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/ Organoboron compounds. 56. Synthesis of borontri alkyls from metaborates and 

their transformation into esters of dialkylboronic acids. 

B. M. Mikhailov and V. A. Vaver (N. D. Zelinskii Inst. Org. Cham. , Moscow), 
Izvost. Akad. Nauk S,S,S,R, f Otdel. Khiro. Nauk 1900, 852—6. cf. Ooklady 
Akad.Nauk SSSR 131, 84.3 (i960). 

• Esters of metaboric acid react, under N 2 , with RMgX yielding R^B, Those 

f • 

are converted into RjBOR 1 on being heated with R*0H. Thus, BuMgBr from 
18.3 g. Mg in Kt 2 0 treated rapidly without cooling with 22.5 g. (iso-BuOBO)^ 
and refluxed 2 hrs. gave after treatment with 7# HC1 , followed by washing 
with 0 2 -free HjO, 78# iso-Bu^B. Similarly iso- AmMgCl and (iso-BuOBO)^ gave 
75.155 iso-Am^B, and (C^H^OBO)^ and iso-PrMgCl gave 66.8# iso-Pr^B. Heating 
8.6 g. iso-Pr^B with 8 g. sec-octyl ale. to 130°, finally to 180°, over 
1.5 hrs. gave MeCH:CH 2 , » 2 and C 2 H^ as gaseous products and 74.2# sec-octyl. 


diisopropylboronate, b^g 119— 20 u , nj^ 1 . 4202 , d 2 ^ 0.7833. Similarly C^H^ 

gave the same gaseous products .and 83.5# c 6 HnOB(CHMe 2 ) 2 , bg 83 t3.5°, 1.4372, 

0.8314. Bu^B and iso-AraOH gave H 2 , C^H^q, C^Hg and 83.6# iso-AmOBBu 2 , b^ 

114.5-5.5°, 1.4240, 0.7907. PhOH and iso-Am^B gave mixed isopentane and 

« ' 

isoamylene, along with 75.1# 2 iso-Am 2 B0Ph, b^ 121-3.5 , 1.4712, 0.8697.' 

The operations may bo combined; thus, 0.5 mole RMgX treated over 10-15 min. 

l 

with 0.055 mole (possibly an orror-G.M. K. ) (iso-Bu0B0)^ in 1:1 C^H^ soln., 
then refluxed 2 hrs., treated with 225 ml. 7# HC1, the org. layer sepd. 
and coned., then heated 2 hrs. with desired HO corapd, , gave the following 
esters: 85.4# C 6 H u 0BBu 2 , b Q 120.5-1°, 1.4460, 0.8416; 87.2# Bu 2 BOCH 2 Ph, 
b g 141.5-2°, 1.4793, 0.8871} 87. 7^ CgHjjOQtC^CHMoj) 2 , b ? 104-5°, 1.4421, 
0.8331} 86. 69 C 6 H i;i 0B(CH 2 CH 2 CHMo 2 ) 2 , b ? 133.5-4°, 1.4472, 0.8392} and 92.3SS 
iso-Am 2 BOCH 2 Ph, b. . 141.5-2°, 1.4760, 0.8790. 


OH 
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- {juiigiiuiytic activity, a. Anines or the cyclopentane and 

■ \ 

cyclohexane series. 

N. K. Kochetkov, A. Ta. Khorlin, K. I. Lopatina and L. A. Vorotnikova 
(Pharmacol. Chemotherap. Inst., Acad. Med. Sci.). Zhur. Obshchei Khim. 29 
3613-6 (1959). cf. Stein et al. JACS 78, 1514 (1956). 


5*o 0.1 mole ROH (tort. ale. from eye 1 open tanone or cyclohexanone and 
various Grignard reagnets) and 0.2 mole SteCN was added with cooling 0*2 
mole 98 $ HjSO^ at below 40 °S after 1 day at room temp, the mixt. was 
poured on ice and neutralized with NH^OH yielding tho following (CH 2 ) n - 
CRNHC0R 1 (n, R, R* shown resp.)* 4, Me, Me, 57$, m. 98-9° J 4, Bt, Me, 

362, m. 86-7°} 4, Pr, Me, 592, “• 111-1.5°} 4, Bu, Mo, 2S2, m. 89 - 90 °} 

5, Me, Me, 352, m. 83-4°} 5, Bt, Mo, m. 71-2°} 5, Pp, Me, 722, □ . 69-70?/ 
To 0.2 mole KCN In 0.1 mole ROH (note above) in 20 ml. BtCO.H was added 
at below 10° 0.3 molo 982 H^SO. yielding after 1 Hay at room temp, and 
an aq. treatment as above the following l-alkyl-l-foraanidocycloalkanea 
(notation as above)! 4, Bt, H, 822, b. 128-30°} 5, Bt, H, 652, b. 130-2°. 
The amides reduced with L1A1H . in refluxing Bt-0 to (CH«) CRNHCH-R • . HX 
(n, R, R', X shown resp.)] 4, Me, Me, Cl, 652, m. 184-5°} 4, Bt, Me, Cl, 
612, m. 193-4°} 4, Pr, Me, Cl, 522, m. 154-5°} 4, Bu, Me, Cl, 602, o. 
147-8°} 5, Mo, Me, Cl, 592, m. 203-4°} 5, Bt, Me, Cl, 602, m. 193-4°} 

5, Pp, Mo, Cl, 582, m. 191-2°} 4, Bt, H, CjO.H, 602, n. 163-4°} 5, Bt, H, 
C 2 ° 4 H * 572, m. 173-4°. The products showed some ganglioblocking activity 
tho most active being the amine 4, Bt, Mej tho cyclohexane derivs. are 
less active. Hence the pertinence of the bicyclic isocamphane structure 

, i ' 

to ganglioblocking activity is disproved. A rigid alicyclic ring appears 
to be important, however* 

r 
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\ Au'inos with gangliolytic activity. II. Aliphatic amines with tertiary 

'Oj radicals. 

N. K. Kochetkov, A. Ya. Khorlin, L. A. Vorotnikova and K. I, Lopatina 
( Pharmacol • Chemothorap. Inst., Acad. Mod. Sci.). Zhur. Obshchei Khim. 

. 29 , 3616-9 ( 1959 ). 

A now group of active gangliolytic substances was discovered, of which the 

* i 

most active was ethyl- ( 3-®thyl-2-pentyl ) -amine. The compds, as a group 
produced considerable ganglioblocking activity at 2-4 mg/ kg on unspecified 
tost animals. Treatment of appropriate ales, with 2 moles MoCN followed 
by 2 raolos 98$ ^2^4 ^ days at room temp, gavo after neutralization with 
NH^Oll, the following RNHCOR* (R and R* shown resp.)t Mo 3 C, Me, 50$, 
a. 97-8°, Me 2 BtC, Me, 51*, n. 78-80°} Mo8t 2 C, Me, 5055, m. 80-2° j Bt,C, 

Me, 55.5$, m. 36-7°; Me 3 CCMo 2 , Me, 78.9$, m. 109-10°; Me^CCMeHt, Me, 52$, 

n. 10 7-9° j Me 2 CPr, Mo, 30$, m. 57-8°; Me 2 CHCM© 2 , ga Me, 30$, m. 62-4°| 
MeKtPrC, Me, 32$, b 5 104-6°; M© 2 BuC, Me, 93$, m. 65-7°; Me^CCMe^ H, 32$, 
m. 129—30 ; Ct^C, 13, 53$, m. 98—100°/ The formanldes listed above were 
prepd. similarly from KCN and appropriate ale. in AcOH. Reduction of the 
amides with LiAlH^ in Et 2 0 gave RNHCOR 1 . HCl (R and R* shown resp.)J 
Me^C, Me, 60$, m. 204-5°; Me 2 BtC, Mo, 60$, m. 151-3°; MeRtjC, Mo, 55$, 

o. 160-2°; fitjC, Mo, 83.8$, m. 178°; Mb^CCMo^ Me, 80$, m. 256-8°; 
M© 3 CCMoBt, Me, 80$, n. 209-11°; Me 2 PrC, Me, 50$, m. 130°; Me 2 CHCMe 2 , Me, 
53$, m. 174-6°; MoBtPrC, Me, 63.3$, m. 153-6°; Me 2 BuC, Me, 66$, m. 153-5^; 
Me 3 CCMe 2 , H, 63$, m. 232-2.5°; BtjC, H, 50$, m. 171-2°. 
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